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(54) Ceramic heater and oxygen wn«or using 

(57) Aceramic haatar (1) «vith a specifiad ratoof the 
elactric resistance tor the heal genarating portion (21) 
^d;Sleadportion(23a,23b)otaheatge^^^^^^^^^ 
sislor (2) is provided. The ceramic heater (1 ) has a oe 
S sL-te (18, lb) comprising alum na asa ^n 
^gredient and a heat generating resistor 
Z of turigsten, or a heat generating resjator con)pr.s 
W^at leas? one of 3 to 30% by weight of alumina and 
:o^fi%by weight of rhenium.andat least one^^^^^^^^^^^^ 
Stan and molybdenum. Partlculariy, the ratio of the elac 



the same 

trie resistance can be controlled and the adhesion of ce- 
ramfc substrates for sandwiching the heat genaraung 
:iorcsnbeimproved,forexBmp,ebvme^ns^ 
posing slits (26) in the lead portion 23^' 23b) anc^r 
hanging ingredients constituting the lead portion (23a, 

^*\he ceramic heater (1) Iscapableof re^cWng a pre- 
detem,-.ed temperature in a short time has h.^^^^^^^^^^^ 
Bion between the heal generating resistor (2) and oe 
'arUlc substrates (ia. 1 b) and excellent n durability, and 
can be used in an oxygen sensor (4, 6). 
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Description 

[0001] The present invention concerns a ceramic heater and an oxyger, sensor using tf^e same^ .^^^"^^^^^^^^ 
he oresent invention concerns a ceramic heater in which the ratio of the electr« reseUvily between a heal 
nort^n^d L lead portion of the heat generating resistor is specified, and concerns an oxygen sensor us^g the same, 
Kcer^^« heir aSoS^^ to the^resent Invention is useful, particularly, as a heater for use ,n an au omcto.le 
IJygenrnsor Further, it can' e used also as a glow system tor use in ^^^rTTT ^JI^T " 
to^heating semiconductors and a petroleum gasifying heat source used for petroleum fan heaters. 
SS] J ceSrheater is generally manufactured by printing a pasta containing a ^^^^ -^^-^J ^^'^^^^^^^^^^^ 
tunasten molybdenum or platinum as a thick-film to the surface of a ceramic substrate of a desired shape 9"=h ^ a 
la" pSe oTa cSer obtained by pressure molding or extrusion molding to form a heat generat.ng resistor pattern 
Lmina L o Jr oaSnic substrate thereon and sintering them integral^ A ceramic healer '^-S f 
inld^*,?cons ituting the ceramic substrate and tungsten as the high melting point metal and obtained by »ilegrally 
SSher; l a^^^^^^^^ 

ZreSs. in an application exposed to a high temperature such as an automobile oxygen sensor or a glow plug for 

Z£'''Z:!:^'^tZ:Sro^,e. sensors, it has been required that an oxygen sensor operates rapidly after 
Sg o^^eng ne s^ceTegulatio^s'for exhaust gases have become severe recent V. and the c«ygen sensor has to 
be Sed and the temperature be increased .apidV to working temperature. Accordng^. is n-c-s*-^^^^^^^^^ 
a he?e?havlng a high temper^ure elevation rate. Further, for an automobile oxygen sensor used in a severe clrcum- 
st^ncl In ^cr^Xosed for a bng time ,o a high tar^perature. it is also required that the heater to be used has 
an outstandingly excellent durability compared with conventional healers. p,.h,i,„,i„n 9 S27S4 discloses 

r00041 As a ceramic heater of stable performance. Japanese Patent Unexamined Publication Hei 9-52784 discloses 
L^eViiic heater having a heat genera«ng resistor containing rtienium. In this heater, the temperature ^^^n be eleva ed 
eilL^astJbte^^^^^ 

rhT^deSation of me performance. even during tong time use. Japanese Patent Unexammed Publication He. 
r?iS67 diSsl a ce-amic heater with an alumina ingredient incorporated into a '^-J "^f^^ '^^^^^^^^^ 
heater, adhesbn between an alumina substrata and a heat generating res«tor « '^P^^^f J^Pi^f" '^^^^^ 
them thereby improving the durability. Further, Japanese Patent Unexamined Publica ion He. 5-34313 ^ 
Terrrr^Tc heats having a heat generating resistor in which the temperature coefficient of res.stanca vanes depending 
™portToIfs Of the resistor, fn this heater, the tempe^ture elevation Just after the application of voltage Is rapid and 
a constant temperature is kept with no provision of an addition circuit , . ^ , ^ ^^.^.iw^n ir> ion 

[OoS However. ^ the ceramic heater hav«.g the heat generating resistor containing ^f"'""^^^^ J^^^^^^^^^^^^ 
anese Patent Unexamined Publicat«n Hei 9-52784. no particular consideration is made on the heater in that, aft^^^^^^^^ 
dev'bn "a predetermined temperature, a statk^nary state is kept at that temperature. T^erelore^^ -n^^^^^^^^^^ 
keMng the t^perature within a predetermined range is required sometimes depending on the case. F"rthm injie 
cerami? hea ^Lh the alumina ingredient incorporated into the heat generating resistor as described .n Japanese 
Snt Unir^I^^d Publication Hei 8-315967, since the electric .^slstrnty in the lead portion of the heat gene at^ng 
r^rst^hTh tJetempe,atureelevattonr^^^ 

S^ttsi^t'rn^rrSdstosoi^ 

hea\5 having a high temperature elevation rate and capable of keeping a P^^'l«'^^'"'"^.'«'"P7'"7^^«^2^c,e bv 
temperature has been reached, by controlling the ratio of the resistivity in the heat generat.ng portion, for example by 
speS a sSipe of a lead portion of the heat genemllng resistor. A further, object o1 the present '"vention Is to 
p o2 a ceraTc heater of high durability by specifying the composHion of a -^-'f [^fj "X7Zen, 
fhe adhesion of a ceramic substrates for sandwiching a heat generating resistor. A still further object of the present 

Sr A^er^Jtr ro^:.;^^ Heater having a ceramic substrate and a 

XnerS Tesi tc^^^^^ In the ceramic substrate, wherein the heat generating resistor has a J-t Qer^-a^^^^^ 
portion andaleadportton, and wherein the ratio of electric raslstanceoftheheatgener^^^^^^ 
resistance of the heat generating portion and the lead portion at a normal temperature is from 55 to 95 ^. 
SST Fo -cerS substrate' d'icribBd above, it is preferred to use those having a h^h heat --^^-^ 
strength also at a high temperature. Ceramk: substrates sandwich the heat generating resistor between them and 
JhiShem from an atmospheric air to prevent oxidation and deterioration of the heat generalmg resistor. 
ss roSsi UsS alumina Is used for such ceramic substiates. In addition, it may be mulllte and spinel. Further, the 
ceSc subsui may beL^ wrth other elements. In a case of a ceramic substrate ^"^P"^';^ ^^"^^^^^^ 

a S inaredtent it Is partlcularty preferred to contain alumina by 80 parts (hereinafter slmp^refe^ed to as parts or 
m^ rToTa p eS'rab^ 85 parts or more and. more preferah^, 91 parts or more) based on 100 parts by we.ght of the 
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entire o1 the ceramic substrate. The ceramic substrate is excellent in stnterabilrty and durability. Further, the ceramic 
substrate may contain elements belonging to group IV and group V of the periodical table, as well as oxides thereol. 
[0010] The ceramic substrate may contain a sintering aid ingredient added for easy sintering. As the sintering aid. 
those mixed generally with a green materia) which is sintered into a ceramic substrate may be used. For instarwe. 
s SiOg, CaO and MgO, as weli as those fomning such oxides by heating, for example, CaCOg or MgCOs can bo used. 
In addition, Y2O3 or oxide of rare elements may also be used. 

[0011] The "heat generating resistor' can be formed by printing a pattern of a predetemiined shape to be tonmed as 
a heat generating resistor by sintering a conductive paste mainly containing tungsten, molybdenum and platinum by 
a thick film printing method on a green material to be formed as a ceramic substrate by sintering, and Ihen sintering 
10 them integrally Further, rhodium or the like may be used in admixture with the ingredient and used. Tungsten, molyb- 
denum, platinum and rhodium described above may be used also alone. By Ihe use of platinum or rhodium alone, the 
resistance characteristic can be improved. 

[0012] The heat generating resistor has "heat generating portion' and "lead portion'. The heat generating resistor 
in the present invention can be formed, for example, into a shape as shown in Fig. 1 to Fig. 3. In each ot the figures, 
15 A is a heat generating portion and B is a lead portion: However, the shapes for the heat generating portion and the 
lead portion are not restricted only to those in the figure. By the change of the shape and the ingredient for the heat 
generating portion and the lead portion, the ratio of the electric resistivity concerned with each of the portions in the 
heat generating resistor can be controlled. 

[0013] Further, "resistance" is measured under an atmospheric temperature at 'normal temperature'. The nomnal 
20 temperature is defined as 1 8 to SCC (particularly. 20 to 25'C). Further, measurement Is conducted by a milli-ohm high 
tester Since the electric resistance is different depending on the ingredient and the shape of the heat generating portion 
and the lead portion as described above, the maximum resistance value measured for the heat generating portbn and 
the lead portion under the conditions described above is determined as the electric resistances for each of them. That 
is, if the measuring value of the electric resistance is different, for example, between the longitudinal direction and the 
25 lateral direction, a greater resistance value is defined as the electric resistance. 

[0014] Assuming the sum for the entire electric resistance of the heat generating portion and the lead portion as 
100%, the fraction of the electric resistance of heat generating portion is from 55 to 95%, preferably, is from 60 to 93% 
and, more preferably, is from 68 to 90%. 

[0015] If the electric resistance of the heat generating portion is less than 55%, the temperature elevation rate in the 

30 heat generating portion is low, and it can not be used in the application use for the automobile oxygen sensor. Further, 
it is also not preferred since the lead portion excessively generates heat. On the other hand, if the ratio ot the electric 
resistance of the heal generating portion exceeds 95%, although the temperature elevation rate is high, the durability 
0I the heater may sometimes be deteriorated by excess heat generation. Further, tn order to prevent excess elevation 
of temperature, it may sometimes require other specific means or devices. 

35 [0016] The ratio of the electric resistance for the heat generating portion and the lead portion in the invention can 
be controlled easily particularly by changing the shape of the lead portion. Thai is, the fraction of the electric resistance 
for the heal generating portion is preferably from 55 to 80% (more preferably, from 55 to 77% and further preferably, 
from 55 to 75%) by changing the shape ot the lead portion, thereby increasing the electric resistance of the lead portion. 
The electric resistance of the lead portion can be increased by the shape of the lead portion, for example, by forming 

40 slits in the lead portion as shown in Fig. 1 thereby decreasing the cross sectional area for passing an electric current 
therethrough. The portion may have a shape not only a rectangular shape as shown in the figure but also any other 
shape such as a circular shape or a trigonal shape. Further, the electric resistance can be increased also by changing 
the length of the lead portion. II the lead portion has a shape with high electric resistance, the ratio of the electric 
resistance of the heat generating portion can be decreased to Improve the durability ot the heat generating portion. 

"^5 Accordingly, a ceramic heater having such a heat generating resistor can provide a stable performance over a long 
period of time. 

[0017] Further. iDy disposing slits to the lead portion, many portions not covering the substrate by the lead portion 
are formed. In this case, since the ceramic substrates for putting the lead portion therebetween to intimate contact are 
in direct contact with each other, adhesion between the ceramic substrate to each other can be improved remarkably. 
50 The slits are preferably disposed uniformly over the entire surface of the lead portion. This can further improve the 
adhesion of the ceramic substrates in the vicinity of the lead portion over the entire surface. Preferably, the width ot 
the slit or slits is about 1/3 of the total width of the respective lead portion. 

[0018] Preferably, a single slit is provided in each lead portion, and the slit width is about the same as the width of 
each separated lead portion on either side of the a lit 
55 [0019] Advantageously, the ratio ot the electric resistance of the heat generating portion can be a fraction ot fn^m 
70 to 95% (more preferably, from 77 to 93% and, further preferably, from 75 to 90%) by changing the shape of the lead 
portion. A lead portion with such a shape ol low electric resistance can be foimad, for example, by forming It entirely 
with a resistor material and increasing the cross sectional area for passing the electric current as shown in Fig. 2. In 
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20 



TcS TZ:i;T^S.'?^^^.ce o. the hea, generating portion and the lead portion is in the range from 2 to 
1 a n advanlaaeously for a circular rod type heater for an oxygen sensor as shown m Fig. 5^ 

mo?31 Pr2S such a heat generating resistor is formed with platinum. The ceram,c heater has a h gh heat re- 
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averaga grain size from 0.4 to 5 \im (more preferably, from 1 .0 to 4.0 |im) for rhenium and a powder having an average 
grain size from 0.1 to2.5^ln^l (more preferably, fronn 0.5 to 2,0 ^un) for alumina. Each oT the powders having the average 
grain size of less than the lower limit value tends to scatter upon preparing the pasta and is sometimes difficult to 
handle with. Further, each of the powders in excess of the upper limit value is difficult to be mixed upon preparing the 
5 paste and the resistance value of the heat generating resistor after sintering is difficult to be made uniform, which is 
not preferred. 

[0031] Further, when a heat generating portbn and a lead portion each comprising different ingredient are formed, 
they can be formed by priming a portion to be the heat generating portion by sintering and a portion to be formed as 
a lead portion by sintering with two l^inds of pastes and sintering them. However, for the overiap portion between the 

10 heat generating portion and the lead portion after sintering, pastes are printed preferably such that the length is within 
a range from 0.1 to 1 mm. If the length is less than 0.1 mm, it is not preferred since no sufficient current can be 
conducted. Further, if the length exceeds 1 mm, it is not preferred since the length of the portion with thickness being 
increased by overlap is increased to sometimes make adhesion insufficient between it and the substrates for sand- 
wiching the entire heat generating resistor. 

IS [0032] The ceramic heater according to the present invention may be of any shape but. usually, it can be of three 
types as shown below. (1) A circular rod type ceramic heater as shown in Fig. 4, which is wound around a ceramic 
tube and having an outer shape of a circular rod, (2) a plate type ceramic heater not using the ceramic tube 3 in Fig. 
4 and having a fiat plate outer shape, (3) an integral type ceramic heater comprising a substrate having a solid electrolyte 
layer, buried in a substrate of a device, usually referred to as a thick-film oxygen sensor device. Further, the ceramic 

20 heater In (1 ) and (2) Is inserted Into a solid electrolyte of an oxygen sensor device of a bottomed cylindrical shape as 
shown in Fig. 5 and. further, inserted into a protector as shown in Fig. 6 for use. Since the ceramic heater in (3) is 
buried in the thick-film oxygen sensor device, the thick-film oxygen sensor device is inserted into a protector as shown 
in Fig. 7 for use, 

[0033] Among them, for the circular rod type ceramic heater and the plate type ceramic heater, when a heater pattern 
2s to be formed as a heat generating resistor 2 is printed on a green sheet to be formed as a ceramic substrate 1 b shown 
in Fig. 4 is printed, it is preferred to print the pattern at a position from four peripheral ends of the green sheet by more 
than 0.2 mm to a central portion (more preferably, further than 1 mm, more preferably more than 5 mm). This can 
prevent the heat generating resistor 2 from extending beyond the substrates la and lb. 

[0034] Further, the end of the ceramic tube used in the circular rod type ceramic heater is preferably chamfered, 

oo particularly, rounded with the radius of curvature being preferably more than 0.2 mm. As shown in Fig. 5, this can 
prevent the end of the ceramic tube from being chipped by contact with the Inner wall surface of the solid electrolyte 
when it is inserted into the solid electrolyte body. Further, since the ceramic tube is usually formed by an extrusbn 
molding process, it is more preferably a tubular body which is easy to be extnjded than a solid body If this is a tubular 
body, force exerting on the molding product upon fabrication tends to be dispersed to obtain a homogeneous tubular 

35 molding product with less scattering of density. Further, the diameter for a the hollow portion of the tubular body is 
preferably from 10 to 40% of the diameter for the ceramic tube. If the ratb of the diameter of the follow portion is less 
than 10%. it is diffbult to withdraw a pin inserted for fonming the hollow portk>n during extrusion molding and, if the pin 
is withdrawn with an excessive force, cracking may sometimes be caused to the molding product. Further, if the ratio 
of the diameter of the hollow portion exceeds 40%, the thickness of the molding product is reduced, which is not 

40 preferred since the strength is insufficient. 

[0035] Further, when the heater pattern to be formed as the heat generating resistor is printed and a laminated green 
sheet is wound around the ceramic tube, the ratio of the thickness of the green sheet to be formed as a ceramic heater 
by sintering relative to the outer diameter of the ceramic tube is preferably from 0.04 to 0.20. if the ratio is (ess than 
0.04, the durability Is sometimes insufficient, whereas it it is exceeds 0.20, it is difficult to be wound and the operation 

45 efficiency is sometimes towered. Further, in the circular rod type ceramic heater, it is preferred that the end of the 
ceramic substrate is wound at a position being apart by more than 0.2 mm (preferably, from 0.5 to 2 mm) from the end 
of the outer side of the ceramic tube toward the center of the ceramic tuba. This can prevent the ceramic substrate 
from chipping due to contact with the inner wall surface of the solid electrolyte when the circular rod type ceramic heater 
is inserted into the solid eleclrolyzed. 

50 [0036] The oxygen sensor of the invention incorporates a heat generating resistor as described alxjve. If the ceramic 
heater of the heat generating resistor has a bottomed cylindrical solid electrolyte as a detection element, for example, 
the circular rod type ceramic heater or the plate type ceramic heater described above is usually used, and disposed 
to the inside of the solid electrolyte as the detection element. Further, in a case of using the ceramic heater as the 
oxygen sensor having the thick-film type oxygen sensor element as the detection element, it is usually buried in the 

55 substrate having the solid electrolyte. 

[0037] Embodiments of the invention will now be described, by way of example only, with reference to the accom- 
panying drawings. In which: 
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Fig. 1 is a perspective view of a heat generating resiator having stits disposed in a lead portion; 
Fig. 2 Is a perspective view ot a heat generating resistor n<^ having slits disposed In a lead portion: 
Fig. 3 is a perspective view ot a heat generating resistor having a plurality of slits disposed on a lead portion; 
Fig. 4 is a perspective view showing an example of a ceramic heater manufactured by the method according to 
s the present invention in a decomposed and developed state; 

Fig. 5 is a cross sectional view schematically showing an oxygen sensor device in which a circular rod type ceramic 
heater is disposed inside a solid electrolyte ot bottomed cylindrical shape; 

Fig. 6 is a partially cut away cross sectional view schennaticalty showing an oxygen sensor in which an oxygen 
sensor device of Fig. 5 is assembled; and 
JO Fig. 7 is a partially cut away cross sectional view schematically showing an oxygen sensor in which a thick-film 

type oxygen sensor provided with an integrated type ceramic heater is assembled. 

[0038] Reference numerals used in the drawings label items as follows: 

'5 1; ceramic heater 

1a, 1b; green sheet 

2; heat generating resistor 

21 ; heat generating portion 

22a. 22b; anode and cathode end portion 
20 23a, 23b: lead portion 

24a, 24b: anode and cathode terminal portion 

25a, 25b; anode and cathode lead wire extending temninal portion 

25; lead wire 

26; slit formed in the lead portion 
25 3; ceramic tube 

4; bottomed cylindrical type oxygen sensor device 

41; solid electrolyte 

42a; reference electrode 

42b; detection electrode 
30 43: protection layer 

5a. 5b; protector 

6 ; thick-film type oxygen sensor device 

[0039] The ceramic heater of the invention, of various shapes, can be prepared and explanation is to be made here 
55 to a structure and a manufacturing method of a circular rod or cylindrical type ceramic heater and a method of manu- 
facturing a plate type ceramic heater as examples. 

[1] Structure of Circular Rod Type Ceramic Heater 

40 [0040] Fig. 4 is a perspective view of a circular rod type ceramic heater in a deconnposed and devek^ped state. A 
ceramic heater comprises ceramic substrates la and 1b, a heat generating resistor 2 disposed between the ceramic 
substrates, and a ceramic tube 3 on which the ceramic substrates la and lb are wound integrally The heat generating 
resistor 2 comprises a heat generating portion 21 at the top end, an anode end portion 22a and a cathode end portion 
22b at the rear end, as well as lead portions 23a and 23b for connecting the heat generating portion 21 with both of 

-45 the end portions 22a and 22b. 

[0041] Further, conduction portions each having a conductive film formed on the wall surface of through holes are 
disposed at predetermined positions of the ceramic substrate 1a, and an anode terminal portion 24a and a cathode 
terminal portion 24b are formed on the outer surface of the ceramic substrate la at positions corresponding to the 
conduction portions. Then, the anode end portion 22a is connected with the anode terminal portion 24a, and the cathode 

50 end portion 22b is connected with the cathode terminal portion 24b. respectively, by the conduction portions. The 
ceramic tube 3 comprises alumina as the main Ingredient, around which the ceramic substrate la, the heat generating 
resistor 2 and the ceramic substrate 1b are integrally wound and joined to the ceramic tube 3. 
[0042] Fig. 3 is a perspective view showing a heat generating resistor 2 of a ceramic heater corresponding to an 
embodiment of the invention according to claim 2. in this heater, each of the lead portions 23a and 23b is provided 

55 with three slits 25 having substantially the same length as the lead portion. Adhesion of the ceramic substrate la and 
1b may be lowered depending on the content of rhenium. In such a case, lowering of the adhesion can be suppressed 
by using alumina as the same constituent with the ceramic substrate la and lb together and disposing a plurality of 
slits 26 as shown in Fig. 3. 
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[2] Method of Manufacturing Circular Rod Type Ceramic Heater 
(1) Preparation of green sheet 

5 [0043] 93.5 parts o1 alunnina powder (purity; 99.9%, average grain size; 1.5 ;im), 5 parts of silica powder (purity; 
99.9%, average grain size; 2.0 ^m), 1 part of magnesia powder (purity; 99.9%, average grain size; 2.0 pjn) and 1.5 
parts of calcia powder (purity; 99.9%, average grain size; 2.0 \xm) were wet mixed tor 40 hours in a ball mill and then 
dewatered and dried. 

[0044] Subsequently, 8 parts of polyvinyl butyral, 4 parts of butyl phthalate and 70 parts of a mixed solvent of methyl 
10 ethyl ketone and toluene were blended with the thus obtained powder mixture, and mixed in a ball mill to prepare a 
slurry mixture. Then, the mixture was deloamed under a reduced pressure to prepare a green sheet (a) of 0.3 mm 
thickness to constitute a ceramic substrate 1 a by a doctor blade method. Further, a green sheet (b) of 0.2 mm thickness 
to constitute a ceramic substrate 1 b was prepared in the same manner 

IS (2) Printing of heat generating resistor pattern and wiring pattern 

[0045] A tungsten paste prepared by using a tungsten powder and ethyl cellulose and butyl carbitol as an organic 
binder was printed on one surface of the green sheet (a) by a thick-film printing method to form a heat generating 
resistor pattern of 25 i^m thickness. Tine tungsten paste was coated to an Inner v^ll surface of two through holes 
so disposed In the green sheet (a) on which the heat generating resistor pattern was formed, and a conductive film Is 
formed to form a conduction portion. Further, the tungsten paste was printed on the other surface of the green sheet 
(a) at a position corresponding to the conduction portion by a thick-film printing method to form a wiring pattern for 
forming the anode and cathode terminal portions. 

25 (3) Preparation of green material 

[0046] The green sheet (b) was stacked at one surface on the surface of the green sheet (a) formed with the heat 
generating resistor pattern, and they were press-bonded by heating and pressing by a press bonding device. Then, a 
paste prepared by blending polyvinyl butyral and butyl carbitol with alumina was coated on the other surface of the 
30 green sheet (b), which was wound around with the coating surface being on an inner side around the ceramic tube, 
and pressed at the outer circumference to prepare a green material to be formed as a circular rod type ceramic heater. 

(5) Sintering 

35 [0047] The green material prepared in (4) above was degreased by heating at 250°C and then sintered being kept 
at 1550^^0 for 90 minutes using a hydrogen furnace. In this way, the ceramic substrates la and 1b, the heat generating 
resistor 2. the anode and cathode terminal portions 24a, 24b. and the ceramic tube 3 were joined integrally. Then, 
nrckel plating was applied to the anode and cathode terminal portk>ns 24a, 24b and lead wire extending terminals 25a, 
25b were by brazing material to obtain a circular rod type ceramic heater 

40 

[3] Method of Manufacturing Plate Type Ceramic Heater 

(1) Preparation of green sheet 

45 [0048] 10 parts of polyvinyl butynal, 6 parts of dibutyl phthalate and 70 parts of a mixed solvent methyl ethyl ketone 
and toluene were blended with a powder mixture obtained in the same manner as in [2], (1) and mixed in a ball mill to 
prepare a slurry mixture. Then, the mixture was defoamed and under a reduced pressure to prepare a green sheet of 
0.4 mm thickness for constituting a ceramic substrate and two green sheets to be formed as the ceramic substrate 
were cut out of the sheet. 

so 

(2) Preparation of paste comprising platinum and alumina 

[0049] 95 parts of a platinum powder and 5 parts of an alumina powder (purity; 99.9%, average grain size; OA\xm 
were mixed in an acetone solvent for 24 to 40 hours by using spherokial alumina balls and a pot. Then, ethyl cellulose 
55 and butyl carbitol as an organic binder were added and they were mixed further for 5 hours. Then, they were defoamed 
and acetone was evaporated to obtain a paste comprising platinum and alumina 
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(3) Printing ot heat generating resistor pattern and wiring pattern 

[0050] The paste was printed on one surface of one of green sheets obtained in [3], (1 ) by a thick-fiinn printing method 
so as to provide a pattern shown in Fig. 1, to form a heat generating resistor pattern of 25 ^m thickness. The paste 
5 was coated to the inner wall surface of Iwo through holes formed in the green sheet as an elect roconductive film to 
form conduction porttons. Further, the paste was printed on the other surface of the green sheet at the position corre- 
sponding to the conductran portions by a thick-film printing method to form a wiring pattern to be fomied as the anode 
and cathode terminal portions. 

70 (4) Manufacture and sintering of green materia! 

[0051] The other of the green sheets was stacked at one surface on the surface of the green sheet formed with the 
heat generating resistor pattern, they were press-bonded by heating and pressurizing by a press bonding device to 
form a green material to be formed as a plate type ceramic heater Then, the green material was degreased by heating 
^5 a1 250'C and then maintained and sintered at 1 500° C for 2 hours in atmosphere air. Then, nickel plating was applied 
to the anode and cathode terminal portions, respectively, and they were joined with lead wire extending terminals using 
a brazing material to obtain a plate type ceramic heater. 

[4] Evaluation for Ratio ot Electric Resistance of Heat 

20 

Generating Portion and Composition of Heat Generating Resistor 

[0052] Correlation between the ratio of the electric resistance and the saturation temperature and durability for the 
heat generating portion, as well as correlation between the composition of the paste for forming the heat generating 
25 resistor In [2], (2) and the adheskxi ot the ceramic substrate were investigated below. The evaluation method ar>d the 
results are as shown below. 

(1) Evaluation for ratio of electric resistance for heat generating portion 

00 [0053] Circular rod type ceramic heaters controlled such that the fraction of the electric resistance for the heat gen- 
erating portion was from 50 to 97% were prepared In the same manner as In [2], by setting the length ot the heat 
generating portion of the heat generating resistor to 1 0 mm, varying the wire width of the heat generating portion (from 
0.15 to 0.65 mm) and the number of the heat generating portions (from 4 to 12) and combining them such that the 
electric resistance thereof was within a range of 6 ± 0.5 £1. Pastes for forming the heat generating resistor comprising 

35 88% by weight of tungsten and 12% by weight of alumina, and comprising 65% by weight of tungsten and 10% by 
weight of alumina and 25% by weight of rhenium were used. 

[0054] The ratk> of the electric resistance was distributed as described below. After printing and sintering the paste 
on an alumina substrate, the electric resistance of the entire pattern was measured by a milli-ohm high tester (manu- 
factured by Hioki Co., model 'milli-ohm high tester 3227"). The thus obtained resistance value is converted into a 

40 resistance value per unit volume using a cross sectional area and a surface area of the partem. The area and the 
thickness for printing the paste to be formed as the heat generating portion artd the lead portion are determined by 
using the resistance value per unit volume and a pattern giving a predetermined ratio of the electric resistance is formed. 
[0066] A voltage at 14- V was applied to the thus obtained circular rod type ceramic heaters, and the surface tem- 
perature was measured by a thermotracer. The results are shown in Table 1. In Table 1. the saturation temperature 

45 higher than 500**C is indicated by 'O" and lower temperature is indicated by "XV The durability is indicated by 'O" for 
the resistance increasing ratio of less than 30% and by "x" for the resistance increasing ratio in excess of 30%, when 
the circular rod type ceramic heaters were contained in a sintering fumace set at lOOO^C, and applied with a voltage 
at 17 V, and no disconnection was observed for the heat generating resistor after elapse of 200 hours. The symt>ol A 
denotes a borderline result. 

50 



Table 1 





Experimental Example 


Resistance ratio (%) for 
heat generating portion 


Saturation temperature 


Durability 


Overall evaluation 


55 


1 


50 


X 


O 


X 
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Table 1 (continued) 



Experimental Example 


Resistance ratio (%) lor 
heat generating portion 


Saturation temperature 


Durability 


Overall evaluation 


2 


58 


A 


O 


A 


3 


6& 


O 




O 


4 


80 








5 


90 








6 


97 


O 


X 


X 



[0056] It can be seen from the results of Table 1 that the fraction of the eleclrtc resistance for the heat generating 
portion constitutes 55 to 95% to the electric resistance for the entire heat generating resistor and, the heater of Exper- 
imental Example 2 shows a somewhat lower performance hut heaters of Experimental Examples 3 - 5 show a saturation 
temperature in excess of 500*0 and have excellent durability, in the circular rod type ceramic heater corresponding to 
the invention. On the other hand, in the circular rod type ceramic heater of Experimental Example 1 with a low electric 
resistance ratio for the heat generating portion, the temperature does not reach 500' C while, in the circular rod type 
ceramic heater of Experimental Example 6 with the higher ratio, the temperature is elevated in large excess of 500*C 
and the durability is poor. The results, show similar same tendency irrespective of the kinds o1 the pastes. 

(2) Evaluation tor composition of heat generating resistor 

[0057] A tungsten powder (purity: 99.9%, average grain size; 1 .2 jam, an alumina powder (purity; 99.9%, average 
grain size; 1.5 jam and a rhenium powder (purity; 99.9%, average grain size; 3.5 1^) were weighed each by a prede- 
termined amount so as to provide a paste compositbn shown in Table 2. and mixed with addition of acetone in an 
alumina pot using both. Then, acetone was removed by evaporation, and mixed with addition of ethyl cellulose and 
butyl carbitol as an organic binder for 24 hors, to prepare a paste having a predetermined viscosity 
[0058] Adhesion was evaluated by measuring the amount of helium gas leaked. Each of heaters not joined with the 
lead wire extending terminal was cut in a lateral direction at a lead portion, and an amount of helium gas leaked between 
the conduction portion and the cut face was measured. Heaters with an amount of leakage of 10"^ torr or more are 
indicated by "O" and those of 1 0*7 torr or less are was indicated as "x". Further, the durability was evaluated by applying 
a voltage at 16 V to each of the heaters in an atmosphere at BO0*'C and heaters showing the resistance change of the 
heat generating resistor within 30% before starting current supply and after elapse of 24 hours are indicated by "O" 
and those in excess of 30% are indicated by "X". 



Table 2 



Experimental Example 


Paste composition 


Adhesion 


Durability 




AI2O3 (wt%) 


Re (wt%) 


W (wt%) 






7 


0 




100 


X 


0 


8 


1 




99 






9 




5 


94 






10 


2 




98 






11 


3 




97 


0 


0 


12 


S 




95 






13 




40 


55 






14 


8 


32 


60 






15 


11 


25 


64 






16 


30 




70 






17 




5 


65 






18 


35 




65 




X 
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[00B9] It can ba seen from the results in Table 2 that heaters excellent both in the adhesion and durability are obtained 
In Experimental Examples 11-17 corresponding to embodiments of the Invention according to claims 7 and 8. On the 
other hand, the heater of Experimental Example 7 containing neither alumina or rhenium is poor in the adhesion, and 
heaters of Experimental Examples 8 to 1 0. although containing at least one of alumina and rhenium, but at the content 
s of less than the lower limit value in the claims 7 and 6 the adhesion is also poor. Further, in the heater of Experimental 
Example 18 containing alumina by more than the upper limit value in claim 7. the durability is lowered although the 
adhesion is improved satisfactorily. 

(3) Evaluation for the pattern shape in the lead portion of the heat generating resistor 

10 

[0060] Circular rod type ceramic heaters each controlled for ratio of the electric resistance were prepared by setting 
the length of the heat generating portion of the heat generating resistor to 10 mm and varying the wire width of the 
heat generating portion (from 0.15 to 0.65 mm) such that the electric resistance was within a range of 6 ± 0.5 n and 
by varying the pattern shape for the lead portion. The compositions in Experimental Examples 14 and 15 shown in 
IS Table 2 were used as the pastes for forming the heat generating resistor. The electric resistance was distributed in the 
same manner as in [4], (1) described above. 

[0061] A voltage at 14 Vwasapp lied to the thus obtained ceramic heaters and the surf ace temperature was measured 
by a thsrmotracer. The results are shown in Table 3. In Table 3, the saturation temperature higher than 500**C is 
indicated by "O" and the lower temperature is indicated by "X". Further, for the lead portion pattern, Sq is a lead portion 
so as shown in Fig. 2 not formed with a slit, Is a lead portion as shown in Fig. 1 . fomned with slits and divided into two 
fine wires, and S2 is a lead portion as shown in Fig. 3 divided into four fine wires. 



Table 3 



Experimental 
Example 


Pattern shape for 
lead portion 


Paste composition 


Resistance ratio (%) 
for heat generating 
portion 


Saturation 
temperature 


19 


So 


Experimental 
Example 15 


91 


0 


20 


Example 14 


21 




Experimental 
Example 15 


85 


X 


22 


S2 


48 



[0062] It can be seen from the results of Table 3 that heaters of high saturBtion temperatu re and excellent perfomrjance 
can be obtained in Experimental Examples 1 9 to 21 corresponding to embodiments of the invention according to claims 
1 to 3. On the other hand, the heater of Experimental Example 22 with the resistance ratio for the heal generating 
portion being less than 55% as the lower limit value ofth© invention showed saturation temperature lower than 500*C. 

40 Evaluation for temperature elevation rate of heat generating resistor of having heat generating portion and lead 

portion different compositions 

[0063] Pastes were prepared in the same manner as in [2], (2) described above, and heat generating resistors ofdif- 
ferent compositions for the heat generating portion and the lead portion as shown in Table 4 were fomned. A voltage 
at 14 V was applied to the heat generating resistors, and the surface temperature of the heaters was measured by a 
thermotracer. Those reaching BOC^C within 10 seconds after application ofthe voltage is indicated by "O" and those 
not capable of reaching 8O0'*C within 10 seconds is indicated by "X" together in Table 4. 

50 
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Table 4 



Experimental 
Example 


Heat generating portion 
portion 


Lead portion 


Temperature 

elevation 
characteristics 










Paste composition 






Pattern 
length 
(mm) 


Paste 
composition 


Pattern 
shape 


W 
(wt%) 


Mn 
(wt%) 


Re 
(wt%) 


AI2O3 
(wt%) 




23 


4 


Experimental 


So 


50 


so 






0 


24 




Example 15 


Si 


80 


20 






0 


25 








90 


10 






0 


26 


5 


Experimental 


So 


60 


10 




10 


0 


27 




Example 14 




90 


5 




5 


0 


28 


4 


Experimental 




eo 




15 


5 


X 


29 




Example 15 




80 


10 


10 


5 


X 



[0064] From the results in Table 4, the temperature reached 800*C within 10 seconds after the application of voltage 
in Experimental Examples 23 lo 27. Further, the temperature could not reached SOO'^C \Anthin 10 seconds in Experi- 
mental Examples 26 and 29. That is. It can be seen that the surface temperature of the heaters increases rapidly in 
Experimental Examples 23 to 27 corresponding to embodiments of the invention according to claims 1 to 9. whereas 
the temperature could not reach 800*C within 1 0 seconds just after the application of the voltage at 1 4 V in Experimental 
Example 28 and 29 v4itch are out of the range of embodiments of the invention according to claim 7. 

[5] Evaluation for Scattering of Resistance \^lue of Heat Generating Resistor When Grain size of Rhenium was 
Changed 

[0065] Pastes were prepared from the same powders, grain size (three types of grain size of rhenium of 2 lim, 3.5 
p.m and 5.5 )im were used) and blending ralb as those in Experimental Example 15 shown in Table 2 prepared in [4], 
(2) were prepared. A heat generating portion of 4 mm length x 0.026 mm width x 25 j^m (± 2 ^m) thickness was printed 
by the pastes on each of alumina substrates and then they were sintered to prepare specimens comprising only the 
heat generating portions each for 30 pieces, namely, 90 pieces in total. The resistance value for each of the specimens 
was measured by the milll-ohm high tester In the same manner as described above, a standard deviation a was cal- 
culated for each of the three kinds of ceramic heaters based on the measured value, and scattering of the resistance 
value was evaluated by means 3a, namely, three times the value of a. As the value 3a is greater, the scattering is larger. 
[0066] The results are as shown below 



Grain size of rhenium 


2 |Lun 


3.5 jAm 


5,5 Jim 


3o 


0.39 


0.55 


0.89 



[0067] That is. it can be seen that as the grain size of rhenium Is larger, the scattering of the resistance value is greater 

[G] Evaluation for Thickness 0I Green Sheet Upon Preparing a Circular Rod Type Ceramic Heater 

[0058] Green sheets of different thickness were prepared by a doctor blade method In the same manner as in [2], 
(1). A heat generating resistor was printed on each of the green sheets by using the paste of the same composition 
as prsF>ared in [2], (2) by a thick-film printing method such that the length of the heat generating portion was 20 mm, 
and the resistance value was 6 ± 0.5 n. Then, the green sheet was adhered by pressing and sintered to obtain 10 
types of green materials of different thickness to be formed as ceramic heaters by sintering. After winding the green 
materials around two kinds of ceramic tubes of different outer diameter (outer diameter of 2000 \m\ and outer diameter 
of 2500 )am), they were sintered in the same manner as in [2], (5) to obtain 19 types of circular rod type ceramic heaters. 
[0069] For each of the circular rod type ceramic heaters, a voltage at 25.5 V was applied at a room temperature and 
durability of the heat generating resistors was evaluated. Further, each of the circular rod type ceramic heaters was 
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Diqmented using a red colorant capable of dying cracks and creases, to evaluate presence or absence of cracks caused 
by winding The results are shown in Table 5. In the column tor the durability In the table, 'x- indicates that the heat 
generating resistor was disconnected within 50 hours ar^ 'O" indicates that there was no change by the appltcatton 
for mors than 50 hours. Further, in the column for the occurrence of cracks. indicates no coloration and "X ' indicates 
s observation of cracks. 



Table 5 







Sheet thickness (jim) 


Ratio 


Durability 


Crack 


10 


Experimerttal Exanrple 


on 


50 


0.020 


X 


O 




Q1 
O 1 




0.025 












100 


0.040 


o 








oo 
oo 




0.050 






IS 




34 


150 


0.060 














0.075 










36 


200 


o.oao 






20 




37 




0.100 








3B 


250 


0.100 










39 




0.125 










40 


300 


0.120 






25 




41 




0.150 










42 


350 


0.140 










43 




0.175 






30 




44 


400 


0.160 










45 




0.200 










46 


450 


0.200 










47 




0.250 




X 


3$ 




48 


500 


0.220 




X 



40 



45 



SO 



[0070] It can be seen from the results that circular rxDd type ceramic heaters having sutficient durability with no oc- 
currence of cracks can be obtained if the ratio ofthe outer diameter of the ceramic tube to the thickness of the green 
sheet is from 0.04 to 0.20. 

[0071] The present invention is not restricted to the concrete examples described previously but may be made into 
variously modified embodiments within the scope ot the presem inventton In accordance with the object and application 
use That is, the composition ot the paste is not restricted only to those shown in the embodiments but. in addition, 
ingredients such as zirconia may also be incorporated. Further, the ceramic tube used upon manufacturing the circular 
rod type ceramic heater may not be restricted only to the tubular shape but It nnay be a solid body. 
[0072] According to the invention, a ceramic healer having high temperature elevation rate and being excellent in 
durability can be obtained by specifying the ratio of the electric resistance for the heat generating portion of the heat 
generation resistor. Further by forming a heat generating resistor having a specified compositbn. more excellent ce- 
ramic heaters can be obtained such that the adhesion ot the ceramic substrates sandwiching the heat generating 
resistor can be improved. Further, an oxygen sensor of excellent performance can be obtained by using the ceramic 
heater according to the invention. 



Claims 



1 A ceramic heater (1) having a ceramic substrate (la, 1 b) and a heat generating resistor (2) disposed in or on said 
ceramic substrate (1 a. 1 b). wherein the heat generating resistor (2) has a heat generating portion (21 ) and a lead 
portion (23a, 23b). and wherein the ratio of electric resistance of the heat generating portion (21 ) to the total electric 
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resistance ofthe heat generating portion (21 ) and the lead portion (23a, 23b), at a nornrial temperature, ta from 55 
to 95%, 

2. A ceramic heater (1) as defined in claim 1, wherein said ratio of the electric resistance of the heat generating 
5 portion (21 ) is from 55 to 80%. 

3. A ceramic heater (1) as defined in claim 1, wherein said ratio of the electric resistance of the heat generating 
portion (21 ) is from 70 to 95%. 

10 4. A ceramic heater (1) as defined in claim 1 , 2 or 3. wherein the heat generating resistor (2) comprises platinum. 

5. A ceramic heater (1 ) as defined in any one of the preceding claims, wherein the heat generating resistor (2} com- 
prises platinum and an ingredient constituting the ceramic substrate (1a. lb). 

IS 6. A ceramic heater (1 ) as defined in any on© of the preceding claims, wherein the heat generating resistor (2) com- 
prises tungsten. 

7. A ceramic heater (1) as defined in any one ofthe preceding claims, wherein the heat generating resistor (2) contains 
at least one of alumina, tungsten and molybdenum, and In which alumina comprises from 3 to 30% by weight ofthe 

20 heat generating resistor. 

8. A ceramic heater (1 ) as defined in claim 7, wherein the heat generating resistor (2) further. contains rhenium and 
rhenium constitutes 5 to 40% by weight. 

25 9. A ceramic heater (1) as defined in claim 8, wherein the lead portion (23a, 23b) ofthe heat generating resistor (2) 
contains no rhenium. 

10. A ceramic heater (1 ) as defined in any one of the preceding claims, wherein at least one slit (26) is provided in the 
lead portion (23a, 23b) the heat generating resistor (2). 

30 

11. A ceramic heater (1 ) as defined in any one ot the preceding claims, wherein the total resistance of the heat gen- 
erating portion (21) and the lead portion (23a, 23b) is in the range of from 2 to 18 fl 

12. A ceramic heater (1 ) as defined in any one of the preceding claims, wherein the ratio ot the length (A) of the heat 
3S generating portion (21 ) to the length (8) of the lead portion (23a, 23b) is in the range of from 4:48 to 28:23. 

13. An oxygen sensor (4; 6) having a ceramic heater (1) as defined in any one of the preceding claims. 

40 
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Fig. 5 




17 



EP 0 963 1 37 A2 



Fig. 6 
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